Synthetic materials and methods
All reagents, including amines, metal ions, and other chemicals for synthesis, were purchased from Aldrich, TCI and used as received. All solvents were HPLC reagent grade, and tripledeionized water was used throughout the analytical experiments. Silica gel 60 (Sorbent, 40-63 mm) was used for column chromatography. Analytical thin layer chromatography was performed using Silicycle 60 F254 silica gel (precoated sheets, 0.25 mm thick). 1 H and 13 C NMR spectra were recorded in CDCl 3 (Cambridge Isotope Laboratories, Cambridge, MA) on Varian 400 MHz spectrometers.
UV/Vis absorption and fluorescence spectroscopy
Stock solutions of compounds 1, 6, and amines were prepared in CH 3 2+ , and Ba 2+ were prepared in triple-distilled water. The fluorescence quantum yields (Φ f ) were measured relative to quinine sulfate (Φ f = 0.54 in 0.5 M H 2 SO 4 ). 20 Absorption spectra were recorded on Varian-5000 UV/Vis-NIR spectrophotometer, and fluorescence spectra were recorded using a FL3-11T spectrofluorometer (Nanolog) equipped with a xenon lamp (FL 1039). Samples for absorption and emission measurements were contained in quartz cuvettes (3 mL volume). Excitation was provided at 348 nm with excitation and emission slit widths both set at 5 nm.
Cell culture and imaging
A human cervical cancer cell line (HeLa) was cultured in Dulbecco's Modified Eagle's Medium (DMEM) supplemented with 10% FBS (WelGene), penicillin (100 units/mL), and streptomycin (100 μg/mL). Two days before imaging, the cells were passed and plated on glass-bottomed dishes (MatTek). All the cells were maintained in a humidified atmosphere of 5/95 (v/v) of CO 2 /air at 37 °C. For labelling, the growth medium was removed and replaced with DMEM without FBS. The cells were treated and incubated with 10 μM of 1 at 37 °C under 5% CO 2 for 2 h. The cells were washed three times with phosphate buffered saline (PBS, Gibco) and then cell images were obtained using a confocal microscope from Leica (Leica TCS SP2 model). Other information is available in the Fig. captions. 
Two-photon fluorescence microscopy
Two-photon fluorescence microscopy images of HeLa cells incubated with 1 were obtained using spectral confocal and multiphoton microscopes (Leica TCS SP2 model) with a ×10 (NA = 0.30 DRY) and ×100 (NA = 1.30 OIL) objective lens. The two-photon fluorescence microscopic images were obtained using a DM IRE2 Microscope (Leica) by exciting probe 1 with a mode-locked titanium sapphire laser source (Coherent Chameleon, 90 MHz, 200 fs) set at wavelength 740 nm and using an output power of 1580 mW, which corresponded to approximately 10 mW average power in the focal plane. To obtain images, internal photomultiplier tubes (PMTs) were used to collect the signals in an 8 bit unsigned 512 × 512 pixels at 400 Hz scan speed.
Synthesis
Compounds 4 and 5 were prepared by adapting published procedures. 3 mmol) and n-butylamine (1.2 mL, 16.6 mmol) were dissolved in ethanol (100 mL). The reaction mixture was then stirred and heated at reflux for 3 h. After removal of solvent under reduced pressure, the crude product was purified over silica gel using ethyl acetate/hexanes (v/v, 1:2) as the eluent to yield 6 as a white solid (2.0 g, 81% To a solution of 6 (1.3 g, 4.4 mmol) in dichloromethane was added ethyl trifluoroacetate (10 mL). The mixture was stirred for 5 min before an ethanolic 21% NaOEt solution (20 mL) was added. The reaction mixture was then heated at reflux for 2 h under a nitrogen atmosphere in the dark. After allowing the vessel to cool to room temperature, the reaction was quenched by adding dilute HCl (aq.) . The solution was then extracted with dichloromethane several times. The combined organic phases were dried over Na 2 SO 4 , and filtered. After removal of solvent under reduced pressure, the crude product was purified over silica gel using ethyl acetate/hexanes (v/v, 4:1) as the eluent to yield 1 as a brownish solid (1.2 g, 88% 
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Fig. S22
13 C NMR spectrum of 1 recorded in CDCl 3 . 
X-ray crystallography for 3
Crystals were grown as yellow prisms by slow evaporation from chloroform-d 3 (CCDC number: 942177). The data were collected at -120 C on a Nonius Kappa CCD diffractometer using a Bruker AXS Apex II detector and a graphite monochromator with MoKα radiation (λ = 0.71075 Å ). Reduced temperatures were maintained by use of an Oxford Cryosystems 600 low-temperature device. A total of 2194 frames of data were collected using ɷ-scans with a scan range of 0.9 and a counting time of 62 seconds per frame. Details of crystal data, data collection and structure refinement are listed in Table S1 . Data reduction were performed using SAINT V8.27B. 2 The structure was solved by direct methods using SIR97 3 and refined by full-matrix least-squares on F 2 with anisotropic displacement parameters for the non-H atoms using SHELXL-97. 4 Structure analysis was aided by use of the programs PLATON98 5 and WinGX. 6 The hydrogen atoms on carbon were observed in a ∆F map and refined with isotropic displacement parameters. The hydrogen atoms bound to O1W were observed in a ∆F map and refined with an isotropic displacement parameter. Largest diff. peak and hole 0.227 and -0.244 e.Å -3 Table S2 . Atomic coordinates ( x 10 4 ) and equivalent isotropic displacement parameters (Å 2 x 10 3 ) for 3. U(eq) is defined as one third of the trace of the orthogonalized U ij tensor.
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